Materials and methods:
Unless otherwise stated, all solvents, substrates and reagents were used as purchased without further purification. 1 H-NMR spectra were recorded on either 400 MHz, 600 MHz or 700 MHz instruments and are reported relative to residual solvent: CHCl 3 (δ 7.26 ppm). Low and high resolution mass spectrometry was performed using the indicated techniques on instruments equipped with Acquity UPLC and a lock-mass electrospray ion source. For accurate mass measurements the deviation from the calculated formula is reported in mDa.
Melting points were recorded on an automated melting point system with a heating rate of 1 °C/min and are uncorrected.
Preparation and characterisation of oxime starting materials
General Procedure:
Freshly distilled diisopropylamine (1.0 g; 10 mmol) was dissolved in dry THF (1 M) . After cooling this solution to -78 °C a solution of nBuLi (4.0 mL; 2.5 M) in hexanes was slowly added. After 15 minutes 4-methylpyridine (0.93 g; 10 mmol) was added dropwise resulting in a colour change to amber. After further 30 minutes the desired arylnitrile (10 mmol, 2 M THF) was added dropwise. The resulting dark red solution was stirred at -78 °C for 1 h prior to warming up to ambient temperature. After 4 h the reaction mixture was carefully quenched with saturated aqueous ammonium chloride (20 mL) and extracted (3 × DCM/water). The combined organic layers were dried over sodium sulfate, filtered and evaporated under reduced pressure yielding a yellow oil. Column chromatography was used to remove residual starting material (eluent 20-25% EtOAc/hexanes).
To the intermediate ketone product (10 mmol) dissolved in MeOH (1 M) was added hydroxylamine hydrochloride (1.04 g, 15 mmol, 1.5 equiv.) and NaOMe (0.81 g, 15 mmol, 1.5 equiv.). This suspension is stirred at room temperature for 8 h until complete conversion of the substrate into the desired oxime is achieved (monitored by tlc and/or 1 H-NMR). Aqueous extraction (3 × DCM/water) followed by drying the combined organic layers over sodium sulfate, filtration and evaporation to yield the oxime products as solids or oils that solidify upon storage.
2-(Pyridin-4-yl)-1-(p-tolyl)ethanone oxime 4a:
Yield: 2.0 g (8.7 mmol, 88%). Appearance: orange solid. 
2-(Pyridin-4-yl)-1-(4-(trifluoromethyl)phenyl)ethanone oxime 4b:
Yield: 2.2 g (8.0 mmol, 80%). Appearance: yellow solid. 
Flow synthesis of 2H-azirines and aziridines
Typical flow procedure for the synthesis of 2H-azirines (5a-c):
Using a Vapourtec E-Series flow system two streams containing the oxime substrate (4, 0.1 M in MeCN, 1.0 equiv.; stream A) and triethylamine (1.2 equiv.; 0.3 mL/min; stream A) and mesyl chloride (0.12 M MeCN, 1.2 equiv.; 0.3 mL/min; stream B) were mixed at a T-piece prior to entering a tubular flow coil (10 mL volume, 40 °C) in which the mesylation occurs. The exiting flow stream was directed into an Omnifit glass column (10 mm i.d., 150 mm length) filled with silica supported pyridine (2.5 g, 1.39 mmol/g loading) and silica gel (1 g) which is maintained at ambient temperature. After exiting this column the crude reaction mixture passes a backpressure regulator (100 psi) before being collected. Final purification can be achieved via silica column chromatography (20-50% EtOAc/ hexanes) yielding the desired 2H-aziridines typically in high yield as yellow oils.
Typical flow procedure for the telescoped synthesis of CN-aziridines (6a-c):
Upon exiting the glass column filled with silica-supported pyridine and silica gel the flow stream was mixed at a T-piece with a stream containing NaCN (0.1 M in H 2 O, 2 equiv.). The combined flow stream then enters a tubular flow coil (10 mL volume, 25 °C, 5 min residence time) followed by a 100 psi backpressure regulator and product was collected. Purification was achieved by column chromatography (20-50% EtOac/hexanes).
Typical flow procedure for the telescoped synthesis of CF 3 -aziridines (8a-c):
Upon exiting the glass column filled with silica-supported pyridine and silica gel the flow stream was mixed at a T-piece with a stream containing TMSCF 3 (0.2 M THF, 2 equiv.). The combined stream then enters a fluoride monolith maintained at 50 °C followed by a tubular flow coil (10 mL volume, 50 °C, 5 min residence time). After passing a 100 psi backpressure regulator the product was collected and isolated in pure form after column chromatography (20-50% EtOAc/hexanes).
Typical flow procedure for the telescoped synthesis of 2H-aziridines (9a-c):
Upon exiting the glass column filled with silica-supported pyridine and silica gel the flow stream passes a 100 psi backpressure regulator and was collected into a stirred flask containing NaBH 4 (2 equiv.) suspended in THF (10 mL). The reduction process was continued for 30 minutes after the collection was complete followed by acidification with hydrochloric acid (1M aqueous) and work-up of the crude reaction mixture. The aziridine product was isolated in pure form after column chromatography (20-80% EtOac/hexanes).
Characterisation of 2H-azirines and aziridines

4-(3-(4-(Trifluoromethyl)phenyl)-2H-azirin-2-yl)pyridine 5a:
Yield: 201 mg (0.77 mmol, 77%). Appearance: yellow oil. 
Rac-(2R,3S)-3-(Pyridin-4-yl)-2-(4-(trifluoromethyl)phenyl)aziridine-2-carbonitrile 6a:
Yield: 231 mg (0.8 mmol, 80%). Appearance: red solid. 
Rac-(2R,3S)-3-(Pyridin-4-yl)-2-(p-tolyl)aziridine-2-carbonitrile 6b:
Yield: 167 mg (0.71 mmol, 71%). Appearance: red solid. 
Rac-(2R,3S)-2-(4-Methoxyphenyl)-3-(pyridin-4-yl)aziridine-2-carbonitrile 6c:
Yield: 183 mg (0.73 mmol, 73%). Appearance: orange solid. 
Rac-(2S,3R)-3-(Trifluoromethyl)-3-(4-(trifluoromethyl)phenyl)aziridin-2-yl)pyridine 8a:
Yield: 242 mg (0.73 mmol, 73%). Appearance: yellow solid. 
Rac-(2S,3R)-3-(p-Tolyl)-3-(trifluoromethyl)aziridin-2-yl)pyridine 8b:
Yield: 195 mg (0.7 mmol, 70%). Appearance: pale yellow solid. 
Rac-(2S,3R)-3-(3-Methoxyphenyl)-3-(trifluoromethyl)aziridin-2-yl)pyridine 8c:
Yield: 237 mg (0.81 mmol, 81%). Appearance: yellow solid. 
Rac-4-((2S,3R)-3-(4-(Trifluoromethyl)phenyl)aziridin-2-yl)pyridine 9a:
Yield: 235 mg (0.89 mmol, 89%). Appearance: yellow oil. 
Rac-4-((2S,3R)-3-(p-Tolyl)aziridin-2-yl)pyridine 9b:
Yield: 193 mg (0.92 mmol, 92%). Appearance: yellow oil. 
Rac-4-((2S,3R)-3-(4-Methoxyphenyl)aziridin-2-yl)pyridine 9c:
Yield: 203 mg (0.9 mmol, 90%). Appearance: yellow oil. 
X-Ray Data for 6a, 7 and 8a
X-ray data for 6a (=15srv267): CCDC1439259 F ( (2) C(10) 1.3469(14) C(7) C(8) 1.5219(15) F(3) C(10) 1.3424(14) C(8) C(9) 1.4606(15) N (1) C (2) 1.3381(16) C(8) C(14) 1.4978(15) N(1) C(6) 1.3337(16) C(10) C(11) 1.4976(16) N(2) C(7) 1.4614(14) C(11) C(12) 1.3858(15) N (2) C(14) C(8) C (7) 123.68(9) Table 6 Hydrogen Bonds for 6a. (2) (2) 9110 (20) 9270 (20) 3212 (14) 35 (4) H(2A) 
D H A d(D-H)/Å d(H-A)/Å d(D-A)/Å D-H-A/° N(2) H
Refinement model description
Number of restraints -0, number of constraints -unknown. Details: X-ray data for 7 (=15srv254): CCDC1439273 F (2) 3655 (4) 2032 (6) 5173.0(9) 64.7 (12) F (3) 3499 (3) -725(5) 5227.9(8) 50. 1(10) N (1) 3498 (3) -2678(5) 8058.5(10) 21. 2(9) N (2) 2775 (3) 1505 (5) 7061.9(9) 15. 1(8) N (3) 170 (3) 2001 (6) 6852.9(10) 27.2 (10) C (1) 2341 (3) 1603 (6) 7419.4(10) 14.2 (9) C (2) 2516 (4) -2146(6) 8072.0(12) 22.7 (10) C (3) 2108 (4) -779(6) 7871.5 (12) 20 (1) C (4) 2754 (3) 91 (6) 7636.5(11) 14.4 (9) C (5) 3783 (4) -459(6) 7616.8 (11) 19.1 (10) C (6) 4120 (4) -1827(6) 7829.8(12) 20.7 (10) C (7) 2183 (3) 1557 (6) 6788.8(11) 15.2 (9) C (8) 1046 (4) 1781 (6) 6817.9(11) 18.8 (10) C (9) 2606 (3) 1361 (6) 6425.2(11) 17.7 (9) C (10) 3639 (3) 860 (6) 6382.7(11) 19.3 (10) C (11) 4054 (3) 645 (6) 6046.3(11) 21.5 (10) C (12) 3439 (4) 947 (7) 5751.2(11) 26.6 (11) C (13) 2412 (4) 1456 (9) 5791.0(12) 37.0 (14) C (14) 1990 ( 
C(1B)
6032 (7) 4598 (13) 5651 (2) 34 (2) C(2B)
6052 (9) 3983 (16) 5999 (3) 42 (3) C(3B)
5278 (8) 4456 (15) 6235 (3) 43 (3) C (4B) 4482 (10) 5550 (20) 6129 (3) 43 (3) C (5B) 4444 (7) 6131 (14) 5781 (2) 39 (2) C (6A) 5225 (11) 5680 (30) 5545 (3) 32 (3) C (7B) 6856 (12) 4100 (20) 5383 (5) 61 (4) C (1A) 4985 (7) 4930 (12) 5949 (2) 30 (2) C (2A) 5739 (8) 3851 (14) 6101 (3) 29 (2) C (3A) 6564 (7) 3229 (14) 5897 (2) 37 (2) C (4A) 6654 (8) 3663 (16) 5542 (3) 37 (3) C (5A) 5912 (7) 4790 (13) 5394 (2) 35 (2) C (6B) 5072 (12) 5370 (30) 5592 (3) 32 (3) C (7A) 4061 (12) 5540 (30) 6156(4) 50(4) (2) F (2) 97 (3) 72 (3) 25.1(17) 12.7(17) 21.1 (18) 13 (2) F (3) 60 (2) 62 (2) N (3) 22 (2) 35 (3) 25 (2) -7.9(19) 0.4(16) 1.4(18) C (1) 13 (2) 15 (2) 14.1(19) -0.5(16) 1.6(15) -1.1 (17) C (2) 28 (2) 19 (2) 21 (2) 1.7(18) 4.3(18) - 1.3(18) C (3) 25 (2) 14 (2) 21 (2) 0.9(17) 2.7(17) -0.6 (18) C (4) 17.6(19) 14 (2) 11.9(18) -4.6(16) -0.7(15) -1.1 (16) C (5) 22 (2) 19 (2) 17 (2) -0.1(17) 2.6(16) 0.0 (17) C (6) 19 (2) 22 (2) 21 (2) -2.3(18) -1.1(17) 1.6(18) C (7) 18 (2) 10 ( C (8) 20 (2) 20 (2) 17 (2 C (9) 23 (2) 11 (2) 18 (2) 0.2(16) 1.1(16) -0.9 (17) C (10) 19 (2) 19 (2) 19 (2) 0.6(17) 0.5(16) 1.2(18) C (11) 21 (2) 22 (2) 22 (2) C (12) 29 (2) 31 (3) 19 (2) (2) C (13) 31 (3) 64 (4) 17 (2) -1(2) -1.9(19) 9 (2) C (14) 23 (2) 46 (3) 20 (2) -2(2) -1.7 (18) 8 (2) C (15) 36 (3) 52 (3) 17 (2) -6(2) 4.0(19) -6 (2) C (1B) 32 (4) 27 (5) 41 (5) -12(4) -8(4) -9(4)
C(2B)
38 (7) 42 (7) 47 (5
45 (6) 43 (7) 42 ( C (2A) 27 (5) 33 (5) 27 (5) 2(4) -3(4) -14 (4) C (3A) 33 (5) 37 (6) 40 (5) 4(4) -2(4) -7 (4) C (4A) 35 (5) 37 (6) 40 (5) 3 (4) 3(4) -7 (5) C (5A) 33 (5) 31 (5) 41 (5) 6(4) -2(4) -11 (4) C (6B) 31 (4) 33 (6) 33 ( C (7A) 40 (7) 57 (9) 54 (7) -12(6) -1(5) -13(6) Table 4 Bond Lengths for 7. Atom Atom Length/Å Atom Atom Length/Å F(1) C(15) 1.315(7) C(11) C(12) 1.380(5) F (2) C (15) 1.327(7) C(12) C(13) 1.381(6) F (3) C (15) 1.340(7) C(12) C(15) 1.502(6) N (1) C (2) 1.323(6) C(13) C(14) 1.389(6) N (1) C (6) 1.343(6) C(1B) C(2B) 1.390(9) N (2) C (1) 1.460(5) C(1B) C(6A) 1.380(9) N(2) C (7) 1.276(6) C(1B) C(7B) 1.510(17) N (3) C (8) 1.143(6) C(2B) C(3B) 1.383(9) C (1) C (1) 1 1.551(8) C(3B) C(4B) 1.380(9) C(1) C(4) 1.509(6) C(4B) C(5B) 1.384(9) C (2) C (3) 1.389(7) C(5B) C(6A) 1.384(9) C (3) C (4) 1.383(6) C(1A) C(2A) 1.392(8) C (4) C (5) 1.386(6) C(1A) C(6B) 1.390(9) C(5) C(6) 1.384(6) C(1A) C(7A) 1.494(18) C (7) C (8) 1.472(6) C(2A) C(3A)
1.392 (9) C (7) C (9) 1.482(6) C(3A) C(4A) 1.383(8) C (9) C (10) 1.388(5) C(4A) C(5A) 1.396(9) C (9) C (14) 1.389(5) C(5A) C(6B)
1.384 (9) C(10) C (11) 1.385(5) (1) C (6) 116.3(4) C(12) C(13) C (14) 120.4 (4) C (7) N (2) C (1) 121.0(4) C (13) C (14) C (9) 119.7 (4) N (2) C (1) C (1) 1 107.8(4) F (1) C (15) F (2) 107.1 (5) N (2) C (1) 119.1 (7) C(6) C(5) C(4) 119.5(4) C(6A) C(1B) C(7B) 118.7(10) N(1) C(6) C(5) 123.5(4) C(3B) C(2B) C(1B) 120.5(8) N (2) 
120. 3(8) N ( C(14) C(9) C(7) 121.4(4) C(6B) C(1A) C(7A) 119.8(9) C(11) C(10) C(9) 120.5(4) C(1A) C(2A) C(3A)
120.2 (7) C(12) C(11) C(10) 119.8(4) C(4A) C(3A) C(2A)
121.1 (7) C(11) C(12) C(13) 120.1(4) C(3A) C(4A) C(5A)
118.4(7)
C ( [1] , the structure was solved with the olex2.solve [2] structure solution program using Charge Flipping and refined with the ShelXL [3] refinement package using CGLS minimisation. Refinement model description
D H A d(D-H)/Å d(H-A)/Å d(D-A)/Å D-H-A/°N
Number of restraints -1, number of constraints -unknown.
